positive pressure of nitrogen, a solution of aryl halide (1.1 mmol, 1.1 equiv) in toluene (3 mL) was added via syringe. The tube was sealed and allowed to stir at 110 °C (monitored by TLC). After being cooled to room temperature, the mixture was diluted with ethyl acetate (30 mL), filtered through a plug of silica gel and concentrated. The residue was purified by column chromatography on silica gel using petrol/EtOAc (50:1 → 20:1, v:v) as eluent to give product 3.
General Procedure for Pd-Catalyzed Synthesis of Indolo[1,2-f]phenanthridine 4.
An oven-dried Schlenk tube was charged with a magnetic stir bar, brominated 1,2-diphenyl-1H-indole 3 (0.3 mmol, 1 equiv), Pd(OAc) 2 (0.03 mmol, 10 mol %), (p-Tol) 3 P (0.06 mmol, 20 mol %) and Cs 2 CO 3 (0.36 mmol, 1.2 equiv). The tube was capped and then evacuated and backfilled with nitrogen (3 times). Under a positive pressure of nitrogen, toluene (3 mL) was then added. The tube was sealed and allowed to stir at 110 °C (monitored by TLC). After being cooled to room temperature, the mixture was diluted with ethyl acetate (30 mL), filtered through a plug of silica gel and concentrated. The residue was purified by column chromatography on silica gel using petrol/EtOAc (20:1 → 10:1, v:v) as eluent to give product 4.
General Procedure for One-Pot Tendem Synthesis of Indolo[1,2-f]phenanthridine.
An oven-dried Schlenk tube was charged with a magnetic stir bar, 2-alkynylaniline 1 (1 mmol, 1equiv), CuI (0.1 mmol, 10 mol %) and t-BuOK (1.2 mmol, 1.2 equiv). The tube was capped and then evacuated and backfilled with nitrogen (3 times). Under a positive pressure of nitrogen, a solution of o-bromo iodobeneene 2 (1.1 mmol, 1.1 equiv) in toluene (3 mL) was added via syringe. The tube was sealed and allowed to stir at 110 °C (monitored by TLC). After being cooled to room temperature, Pd(OAc) 2 (0.03 mmol, 10 mol %), (p-Tol) 3 P (0.06 mmol, 20 mol %) and Cs 2 CO 3 (0.36 mmol, 1.2 equiv) was added. Filled with positive nitrogen stream (3 minutes), the tube was sealed and allowed to stir at 110 °C (monitored by TLC). After being cooled to room temperature, the mixture was diluted with ethyl acetate (30 mL), filtered through a plug of silica gel and concentrated. The residue was purified by column chromatography on silica gel using petrol/EtOAc (20:1 → 10:1, v:v) as eluent to give product 4. 
Characterization Data for the Products

